General Reactions were carried out under argon atmosphere in flame-dried glassware unless otherwise stated. Solvents were distilled: methylene chloride, DMF, triethylamine, ortho-xylene, and pyridine from CaH 2 ; THF from Na/benzophenone. Other reagents were acquired from commercial sources (SigmaAldrich, Alfa Aesar, Acros Organics, Oakwood Products, Inc.) and were used without further purification.
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were added, then the mixture was cooled to 0°C. A catalytic amount of DMAP was added after which the ice-bath was immediately removed and the reaction was allowed to stir at room temperature. TLC analysis indicated starting material was consumed after 40 minutes and the reaction mixture was quenched with saturated NH 4 Cl (5 mL). The mixture was extracted with DCM (4 x 10 mL), and the organics were dried (Na 2 SO 4 ). The crude material was purified by silica-gel chromatography 
Poly-[(1S, 2S, 3R, 4R, 5S, 6S)-3,4-di(pent-4-enoxy)-[1,2;5,6]-diisopropylidenedioxycyclohexane] (10)
Diene 9 (402 mg, 1.01 mmol) was added to a flame-dried flask equipped with a stir bar followed by several freeze-pump thaw cycles. Grubbs' I (45 mg, 0.05 mmol) was added at room temperature to vacuum was applied where bubbling was observed. This proceeded for 2 days at which point the reaction mixture became too viscous for stirring to continue. The reaction was slowly heated to 45° C to facilitate stirring and bubbling was again observed when high vacuum was applied. The heated reaction with consistent vacuum was allowed to proceed for an additional 7 days; this resulted in a brown viscous oil. The reaction was quenched by exposure to air. The TLC Protected polymer 10 (140 mg) was dissolved in THF (4 mL) and H 2 O (1 mL). TFA (1 mL) was added dropwise at room temperature and the reaction was allow to stir for 4 days at which point the reaction appeared cloudy. Toluene was used to azeotrope off the TFA. The resulting sludge was washed with Epoxide 2 (22.03 g, 90 mmol), prepared as previously described, 8 was dissolved in anhydrous benzene (200 mL) and tributyltin hydride (31.2 mL, 116 mmol) and the solution was deoxygenated using argon.
The reaction mixture was then heated to reflux and 1,1'-Azobis(cyclohexanecarbonitrile) (5.4 g, 36 mmol) was then added portionwise, 500 mg at a time, over the following 12 hours. Following completion the reaction was cooled to ambient and concentrated to dryness. The material was purified by dry vacuum chromatography (100 to 80% hexanes in ethyl acetate in 2% gradient steps) to provide 11g of the dehalogenated olefin 12 in 73% yield. Over three runs, on scales varying from 10g to 22g of Olefin 12 (3.0 g, 17.9 mmol) was dissolved in methanol (30 mL) in a 250mL two-necked flask equipped with a magnetic stirring bar and a 100 mL dropping funnel. The reaction mixture was cooled to 0 C in an ice bath, and potassium azodicarboxylate (PAD, 17 g, 90 mmol) was added at once. A mixture of methanol (12 mL) and acetic acid (24 mL) was then added dropwise via the funnel. The reaction solution was then kept at 0 C for 2 hours, and then allowed to warm to ambient and stirred for an additional 16 hours. NaHCO 3 was then added as a saturated solution until the pH reached 7. The reaction mixture was then extracted 6 times with ethyl acetate, the combined organics were dried, filtered and concentrated in the usual manner and purified by flash chromatography (10:1 hexanes: ethyl acetate) to provide 1.7 g of the product as a white solid in 55% yield. 1 
(below).

(1S,2S,3S,6S)-[2,3]-isopropylidenedioxy-7-oxabicyclo[4.1.0]heptane (14)
Olefin 19 (6.0g, 39 mmol) was dissolved in CH 2 Cl 2 . mCPBA (77%, 13.1g, 58.5 mmol) was dissolved in CH 2 Cl 2 , dried with magnesium sulfate, and filtered directly into the flask containing 19. Sodium hydrogen carbonate (100 mg) was then added and the reaction mixture was allowed to stir at ambient temperature for 16 hours. The reaction was then diluted with additional CH 2 Cl 2 and a saturated solution of sodium metabisulfite, stirred an additional ten minutes, then the layers were separated, and the S8 organic phase washed sequentially with saturated sodium bicarbonate and brine. Following drying, filtration and concentration in the usual fashion, the product was purified by flash chromatography 
(1R,2S,3R)-[2,3]-isopropylidenedioxycyclohexanol (16)
Vinyl bromide 12 (400 mg, 2.3 mmol) was dissolved in a mixture of methanol (8 mL) and triethylamine (2 mL) and sodium bicarbonate (20 mg). Argon was bubbled through the reaction mixture for 1 hour,
followed by the addition of palladium on carbon (40 mg); the reaction mixture was then evacuated, then charged with hydrogen gas and stirred at ambient temperature for 8 hours. The reaction mixture was then filtered through a celite pad, and the filtrate was concentrated to dryness. The residue was partitioned between ethyl acetate and 10 % HCl. The organic phase was washed with brine, and then dried filtered and concentrated. The reaction was passed through a silica column to recover 135 mg of the product as the only isolatable compound as a clear oil in 36 % yield. Clear, colourless liquid; Rf = 0.22 
(1S,2S)-3-bromocyclohex-3-ene-1,2-diol (17)
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Diene 1 (20.0 g, 105 mmol) was dissolved in methanol (60 mL) in a 1L two-necked flask equipped with a mechanical overhead stirrer and a 250 mL dropping funnel. The reaction mixture was cooled to 0 C in an ice bath, and potassium azodicarboxylate (PAD, 60.0 g, 315 mmol) was added at once. A mixture of methanol (50 mL) and acetic acid (64 mL) was then added dropwise via the funnel. The reaction solution was then kept at 0 ºC for 5 hours, and then allowed to warm to ambient and stirred for an additional 16 hours. NaHCO 3 was then added as a saturated solution until the pH reached 7. The reaction mixture was then extracted 6 times with ethyl acetate, the combined organics were dried, filtered and concentrated in the usual manner to provide 16.7 g of the product as a white solid in 83% yield. hours. After cooling to room temperature, the solution had thickened to the point where stirring was no longer possible, and the reaction was quenched with 100 L of methanol. The volatiles were then removed, and the residue was then triturated thrice each with diethyl ether and methanol successively.
The resulting 32 mg of brown powder was sparingly soluble in THF, and mostly insoluble in chloroform.
A small portion of the material was consequently deprotected (dissolved in TFA:THF:H 2 O 4:1:1 and
